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The copolymerization of N-(4・substitutedphenyl) maleimide (M2) with 
vinyl acetate (M1) by radical initiator has been carried out， and the effect of 
substituents of N-(4・substitutedphenyl) maleimides on the copolymerization 
reaction has been investigated. While， as for the relative reactivities (1/r1) of 
N刷 (4・substitutedphenyl)maleimides toward vinyl acetate radical， no reasonable 
order has been obtained through the al substituents， the decrease of 1/r2 has 
been observed in the following order of the sUbstituents COCH3> COOC2H5:: 
OCOCH3> Cl> H> CH3>OCHa. 
The order can most1y be explained in terms of polar effect and differ-
ence in homopolymerization reactivity. 
Relationships between Hammett'sσvalues and the 1/r2 values， and also 



































合成方法は N.E. Sear1e6) の方法l亡準じ， (1)式の
経路に従った。
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収率 I N (%) I C (労) I H (搭)
置換基RI 一一| 一寸一一一トー「一一一1 ((J[， I 計算 l 実験!計算|大，験 I~i 舟|元明i(妬)1値|値|値[値|値|値
H I 91.81 8.091 8.08169.36169.321 4.071 4.00 
OCH3 1 91.21 6.891 6.79165.02164.93j 4.461 4.64 
CH3 194.517.4817.40170.58170.8714.8514.60 
Cl 188.616.7516.69157.85157.7412.9112.81 
OCOCH31 86.61 6.061 5.93162.34162.031 3.921 3.91 
COOC2HsI 86.31 5.711 5.69:63.57163.5514.5214.61 





















































C N C1 
共のル重(新m合2休〕中モ I (C;η=ls0p10i5c 0g/ c ) 
R 基 Jレ (分(%) (%) (71の (%) 
80.0 30 9.6 64.10 90.02 
a) 60.0 60 13.8 63.68 85.47 
OCH3 40.0 60 10.0 63.13 79.50 
0.07 
20.0 60 9.1 62.46 72.23 
80.0 60 8.7 68.58 86.48 
b) 60.0 60 12.5 68.13 83.42 
CH3 38.8 30 7.4 67.21 77.20 
0.54 
20.1 30 8.8 65.88 68.20 
80.0 60 12.3 15.21 77.10 
60.0 60 8.0 13.97 65.07 
Cl 
40.0 90 11. 7 13.21 58.61 
0.17 
20.0 60 10.0 12.42 52.50 
80.0 35 7.0 7.10 78.09 
d) 60.0 35 6.8 6.41 65.47 
H 50.0 30 9.5 6.25 62.79 0.55 
40.0 30 8.7 6.00 58.43 
20.0 30 10.8 5.40 49.93 
80.0 40 9.7 5.10 66.45 
60.0 40 9.4 4.76 57.71 
OCOCH3 50.0 40 12.3 4.70 56.30 0.20 
40.0 40 13.3 4.59 53.79 
20.0 20 7.1 4.48 51.38 
80.0 60 13.5 4.72 62.55 
60.0 60 6.7 4.45 55.31 
COOC2Hs 50.0 30 6.8 4.40 54.07 0.43 
40.0 60 13.2 4.36 53.10 
20.0 30 15.5 4.14 48.04 
80.0 60 17.4 5.24 62.29 
g) 60.0 40 8.1 4.87 54.31 
COCH3 50.0 40 9.1 4.81 53.11 0.17 
40.0 40 10.2 4.72 51.35 
20.0 20 8.3 4.48 46.90 
晶一一一一一
a) THF溶媒;AIBN 0.8%;モノマー限度1.10モル/1; 600C 
b) ベンゼン溶媒;AIBN 0.3%;モノマー濃度 2.13モノレJl; 600C 
c) ベンゼン溶媒;AIBN 0.7箔;モノマー濃度 2.00モルJl; 600C 
d) ベンゼン溶媒;AIBN 0.5%;モノマー濃度 2.30モル/1; 600C 
e) シクロヘキサノン溶媒;AIBN 0.1タ~ ;モノマー限度1.39モJレ/1; 700C 
f) ベンゼン溶媒;AIBN 0.55百;モノマ -?Jl~度1.74モル/1; 600C 





























O 乙u 40 60 
4-置換基(R) モノマー混合物中の M2モル%
1 : OCHa， 2 : CHa， 3: Cl， 4: H， 5: OCOCHa• 6: COOC2 H 5 • 7: COCH3 









M2中の R基 、 ， ， ， ，????
、























































333 0.003 0.055 無水マレイン酸9)
マレイミド12)



































一 M正+M1主旦→ku(Ml・)(M1J k 
r. = K1主一___M正+M2主 Z→k12(Mi) (M2) .~-k1五
一 M正十M1主担→k21[M:i・)[M1J k99 



































































も進み易くなり k22が大きくなる。 乙のように f2
に対してはQの影響は同じ方向に現われて f2の変動
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av 
置換基(R)
1 : OCHa， 2: CHa， 3: H， 4 : Cl， 
5 : OCOCHa， 6: COOC2H5， 7: COCHa 
図2 CHCO， 
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置換基(R)
1 : OCHa， 2: CHa， 3 : H， 4 : Cl， 
5 : OCOCHa， 6: COOC2H5， 7: COCH3 
図3 CHCO ー
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置換基(R)
1 : OCHa， 2 : CH:;h 3 : H， 4 : CI， 
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